Ti-Mg immiscible alloy thin films were prepared using a multi-arc ion plating technique with various deposition parameters. The surface and cross-section morphologies, crystal structures, and chemical compositions of the Ti-Mg films were investigated by scanning electron microscopy (SEM), X-ray diffraction (XRD), and transmission electron microscopy (TEM). The influence of the substrate negative bias voltage and Ar gas pressure on the microstructure of the Ti-Mg films was systematically studied. Mg atoms were incorporated into the Ti lattice to form an FCC immiscible supersaturated solid solution phase in the thin film. Microparticles were observed on the film surface, and the number of microparticles could be significantly reduced by decreasing the substrate bias voltage and increasing the Ar gas pressure. The appropriate substrate bias voltage and Ar gas pressure increased the deposition rate. The TEM results indicated that columnar, nanolayer, and equiaxed nanocrystals were present in the thin films. Ti and Mg fluctuations were still evident in the nanoscale structures.
Introduction
Compared with traditional metallic biomaterials (such as Co-Cr alloy and 316L stainless steel), Ti-Mg binary alloys have become promising biomedical materials for orthopedic implant applications due to various properties [1] . Ti-Mg alloys exhibit low Young's modulus compared to traditional Ti-based materials, and the mechanical compatibilities of Ti-Mg alloys help prevent the stress-shielding effect and facilitate the formation of bone-to-implant bonds [2] . Ti and Mg exhibit high biocompatibilities with the human body, and Mg is a metallic element that occurs naturally in bone tissue [3, 4] . In addition, the Ti-Mg alloy is also a biodegradable implant material, and the Mg in Ti-Mg alloys is biodegradable in the human body. The degradation process generates numerous pores, which facilitate the growth of cells and improve the bonding between the bones and implant materials [5] [6] [7] [8] .
It is well known that Ti-Mg binary alloys are thermodynamically immiscible due to their positive enthalpy of mixing [9] . In the equilibrium phase diagram, the solubility of Ti in Mg is only 0.1 at. % (500 • C), and that of Mg in Ti is 0.3 at. % under the same conditions [10, 11] . In addition, the boiling point of Mg (1380 K) is much lower than the melting point of Ti (1941 K) . Therefore, Ti-Mg alloys cannot be synthesized by conventional casting methods. Several techniques, including severe plastic deformation [12, 13] , infiltration [6] , and sintering [5, 14] , have been developed to fabricate Ti-Mg composite materials using blended Ti and Mg powders. However, large Mg particles are always present in these ex-situ Ti-Mg composite materials, which results in extremely high Mg degradation rate in physiological conditions. A large quantity of hydrogen gas is generated during this rapid degradation process, which delays the healing of fractured bone tissue. Previous studies demonstrated that non-equilibrium techniques, such as mechanical alloying [15, 16] and physical vapor deposition (PVD) [17] , can greatly increase the solid solubility of Mg in Ti, forming metastable Ti-Mg supersaturated solid solutions with face-centered cubic (FCC) or body-centered cubic (BCC) structures [18, 19] . High-temperature annealing of the supersaturated solid solution leads to its decomposition, forming equilibrium Ti and Mg phases [15, 20] . The crystalline Mg phase in this in situ Ti-Mg composite material is fine and homogenous, which is favorable for the reduction of the Mg degradation rate. Compared with powder materials, Ti-Mg thin film materials are more suitable for large scale applications. Studies on the synthesis of Ti-Mg immiscible alloy thin films by magnetron sputtering deposition [21, 22] or plasma immersion ion implantation [23] have been reported. However, few studies on the preparation of Ti-Mg alloy thin films using the multi-arc ion plating (MAIP) process have been reported. MAIP is an advanced ion plating technology for depositing thin-film materials. The metal material is vaporized and ionized from a cathode target source by the arc discharge generated between the target source and anode substrate. MAIP is a widely used PVD technology in the industry for the preparation of thin films of various alloys due to its high efficiency, high density, and good adhesion [24, 25] .
In the MAIP deposition process, many deposition parameters ultimately determine the microstructures, compositions, and performances of the as-deposited thin films. The substrate negative bias voltage and Ar partial pressure are two important parameters in the MAIP deposition process. In this work, Ti-Mg immiscible alloy thin films were deposited by the MAIP process. A Ti-Mg supersaturated solid solution thin film with an FCC structure was formed. The effects of the deposition parameters, including the substrate negative bias, coating vacuum, on the microstructural evolution of the Ti-Mg immiscible alloy thin films were investigated.
Experimental Part
Ti-Mg immiscible alloy thin films were co-sputtered using pure Ti and Mg cathode targets via the multi-arc ion plating technique. The schematic of the multi-arc ion plating system is shown in Figure 1 . The pure Ti (99.9% purity) and Mg (99.99% purity) cathode targets had diameters of 100 mm and were cross arranged on a cylindrical vacuum chamber wall. The substrate material was a Si wafer. The Si substrates were mounted on a rotational sample holder. To achieve uniform deposition, the rotation speed of the sample holder was set to 5 rpm. The minimum distance between the target and substrate was approximately 200 mm. Prior to the film deposition process, the chamber was pumped down to a base pressure of less than 4.0 × 10 −3 Pa, and the chamber was filled with high-purity Ar gas (99.99% purity). The Si substrates were precleaned for 20 min by plasma at an argon pressure of 0.5 Pa under a negative bias voltage of −600 V. Arc cleaning was performed for the Ti and Mg cathode targets for 2 min. The target current, bias voltage, and atmosphere were critical parameters for the arc during the plating. In this study, Ti-Mg alloy thin film deposition was performed without additional substrate heating. The Ti target current was kept at 60 A. The film deposition was conducted under different Mg target currents (45, 50, and 60 A), negative bias voltages (−200, −400, and −600 V), and argon pressures (0.8, 3.2, and 5.5 Pa). The deposition time for each sample was 90 min. The detailed deposition parameters for each sample are listed in Table 1 . The microstructures of the as-deposited Ti-Mg immiscible alloy thin films were investigated by X-ray diffraction (Bruker D8 Advance, Germany) with Cu Kα radiation. The cross-sections of the thin films were observed by scanning electron microscopy (SEM, Quanta 250, FEI, Hillsboro, OR, USA), and the compositions of the as-deposited thin films were determined by the energy dispersive spectrometer (EDS) in FEI Quanta 250 SEM. Further nanostructure and crystallographic analysis were conducted by transmission electron microscopy (TEM, FEI Tecnai F20, Hillsboro, OR, USA) operated at 200 kV accelerating voltage. The cross sectional TEM foil was prepared by a focused ion beam (FIB) in a FEI Scios dual beam system. Figure 2 shows the surface morphologies of the as-deposited Ti-Mg alloy thin films with different negative substrate bias voltages (−200, −400, and −600 V). The Ar pressure of the vacuum chamber was held at 0.8 Pa. No cracks or pore defects were evident on the surfaces of the thin films. Microparticles of different sizes were present on the coating surface. Microparticles, which are considered to be coating defects, are commonly incorporated in thin films deposited by non-filtered cathodic arc processes. Uneven ablation and high-temperature cathode arc spots are the main reasons for target microparticle (or microdroplet) emission. Metal droplets with diameters on the order of a few microns splashed and deposited on the substrate surfaces, forming granular shapes [26, 27] . These microparticles could deteriorate the performances of the thin films. The density and distribution of the microparticles were affected by the deposition parameters. As shown in Figure 2 , the microparticle emission rate from the cathode increased with increasing arc current (45-60 A), which was attributed to the increase in the cathode surface temperature [28] . The density of the small size microparticles prominently decreased as the bias voltage decreased from −200 to −600 V. The microparticle filtration in the MAIP induced by applying negative bias voltage was due to the effects of ion bombardment and electrical repulsion. Collisions between the high-energy incident ions and film can result in the elimination of loosely bonded microparticles. The electrical repulsion from the substrate on the negatively charged microparticles can also act as a filter for the microparticles [29] . The decrease in the microdroplet density at a lower bias voltage (−600 V) was due to preferential sputtering of the microdroplets by the high-energy incident ions [30] . Table 1 . As shown in Figure 3 , the cross-sectional structures of the Ti-Mg films were composed of columnar structures, and distinct through-film-thickness boundaries were observed in sample S8 (Figure 3h ) with a Mg concentration of 77.65 at. %. Thin film samples S1-S9 had thicknesses of 1045-1619 nm, and the film deposition rates were determined to be in the range of 11.8-18.0 nm/min. A plot of the deposition rate and negative bias voltage is shown in Figure 4 . The negative bias voltage had a significant influence on the film deposition rate. With the decrease in the negative bias voltage from −200 to −600 V, the deposition rate increased initially and then decreased. Under the application of negative bias voltage, the deposition rate variation may be related to the two simultaneous effects, ion acceleration and re-sputtering effects [31] . In the MAIP process, the particles deposited on the substrates were mainly composed of metal ions, neutral atoms, and target droplets. With the decrease of the negative bias voltage from −200 V to −400 V, the kinetic energy of the metal ions increased, the metal ions moved faster toward the substrate surface, the deposition rate was increased due to the ion acceleration effect. However, as the negative bias voltage further decreased to −600 V, the deposition rate decreased. A higher voltage difference between the substrate and target increased the ion bombardment energy, the re-sputtering effect due to the metal ion bombardment dominated the deposition process, resulting in a lower deposition rate. The cross-sectional structure also changed with the variation of the negative bias voltage. For samples S1, S4, and S7, the negative bias voltage was −200 V, and element contrast was evident in the thin film, indicating that Ti-and Mg-rich regions were present. When the negative bias voltage decreased to −600 V, a homogenous structure without element contrast was observed. The results demonstrated that a negative bias voltage in the multi-arc ion plating process could facilitate the mixing of the immiscible Ti and Mg elements. The Mg contents of the thin films were also affected by the negative bias voltage. For the samples with Mg target current of 50 A, as the negative bias voltage decreased from −200 to −400 V, the Mg content increased from 38.92 to 59.33 at. %. However, the Mg content decreased to 49.78 at. % with a further decrease in the negative bias voltage to −600 V. For the Ti and Mg targets, the measured ionization rate of the Mg was higher than that of Ti (approximately 80%) [32] , which indicated that the plasma flux contained a high proportion of Mg metal ions, and thus, it was easier for Mg to deposit onto the substrate. With an increase in the substrate negative bias voltage, the deposition process was facilitated by the higher proportion of Mg metal ions, resulting in an increase in the Mg content in the thin film. In addition to the HCP Ti and Mg phases, a Ti-Mg FCC supersaturated solid solution phase with a lattice parameter of a = 0.429 nm was also observed at the diffraction angle of 42.40 • . The Ti-Mg FCC phase with the same lattice parameter was also reported in the ball milling process [18, 33] . The intensity of the Ti-Mg FCC peaks increased as the negative bias voltage was decreased from −200 to −400 V and decreased as the negative bias voltage was decreased from −400 to −600 V. Thus, a proper negative bias voltage can facilitate the mixing of immiscible elements and the formation of a supersaturated solid solution phase. Applying a negative bias voltage increased the mobility of the vaporized Ti and Mg atoms on the surface of the growing thin film, and the higher atom mobility may have led to the phase separation of the metastable solid solution [34] . The Mg and Ti peaks in the XRD pattern may be derived from the separated Ti and Mg phases in the film or the microparticles on the surface. Figure 6 . The films were relatively flat and dense, but some microparticles were still present locally. The density and sizes of the microparticles changed significantly with the variation of the Ar gas pressure, and the number and sizes of the microparticles decreased dramatically when the Ar gas pressure increased from 0.8 to 5.5 Pa, which is consistent with previous studies [35, 36] . Figure 7 shows the comparison of the cross-sectional microscopic views of the Ti-Mg alloy thin films deposited at various Ar gas pressures. The thin films were well combined, and the interfaces were clear. No pronounced element contrast was observed for the S11 sample, indicating that good mixing between the Ti and Mg occurred. Upon increasing the Ar gas pressure to 5.5 Pa, columnar growth appeared throughout the entire thin-film thickness. The thin films deposited at different Ar pressures had thicknesses of 1214-1821 nm, and the film deposition rate was calculated to be in the range of 13.5-20.2 nm/min. The variation of the deposition rate with the Ar pressure is shown in Figure 8 . The Ar gas pressure during the sputtering process significantly affected the film growth and the deposition rate. For the thin films deposited with Mg currents of 45 and 50 A, with the increase in the Ar gas pressure from 0.8 to 3.2 Pa, the density of the Ar ions increased. More collisionless Ti and Mg metal ions were transported to the growing thin film surface when a sufficient number of Ar ions were present, resulting in an increase in the deposition rate. Another reason for the initial increase in the deposition rate was that the density and maximum sizes of the microparticles decreased with the increase in the Ar gas pressure. For the thin films deposited with Mg current of 60 A, with the increase in the Ar gas pressure, the deposition rate first increased rapidly and then decreased. When the Ar pressure increased to 3.2 Pa, more Ti and Mg ions were directed to the growing thin film surface with enough Ar ions and high flux Mg ions, which resulted in an initial increase of deposition rate. With further increase in Ar pressure, the higher operating Ar gas pressure could not only enhance the ion bombardment effect but also increase the metal plasma and background gas interactions. These collisions reduced the ion efficiency during the substrate bombardment, and the number of metal ions reaching the substrate decreased, which resulted in a decrease in the deposition rate [37] . Figure 9 shows the XRD patterns of the Ti-Mg thin films deposited with different Ar pressures. The results showed that all of the patterns for the thin films exhibited FCC Ti-Mg structures. The intensity of the FCC phase peak was dependent on the Ar gas pressure. With the increase in the gas pressure to 3.2 Pa, the intensity of the FCC phase increased. The results indicated that the increase in the Ar gas pressure could facilitate the mixing of the immiscible Ti and Mg and the formation of a supersaturated solid solution phase. With further increase in Ar pressure, the more frequent inflight collisions between Ti and Mg atoms reduced the atom momenta, which tended to phase separation prior to reaching the substrate [34] . Consequently, the intensity of the FCC phase decreased at Ar pressure of 5.5 Pa.
Results and Discussion
TEM analysis was further employed to clarify the microstructures of the as-deposited Ti-Mg thin films. The SEM results showed that the sample S11 was well mixed without apparently element contrast (Figure 7c ), indicating a low content of separated Ti and Mg phases. To further analysis the degree of mixing, the sample S11 was chosen for TEM observation. Figure 10 shows the TEM results of the Ti-Mg thin films deposited at Mg current of 45 A and Ar gas pressure of 5.5 Pa. Figure 10a shows a TEM cross-sectional micrograph of the thin film. Three distinct microstructures were present in the thin film. The columnar grains close to the interface between the Ti-Mg thin film and Si were parallel to the growth direction of the thin film. As the film deposited, nanolayer structures with thicknesses of 5 nm were present in the middle layer, and equiaxed grains with sizes of 10-30 nm appeared in the outer layer of the thin film. The discontinuous diffraction ring in the selected area electron diffraction pattern (Figure 10b ) revealed that the structure of the nanocrystalline phase was composed mainly of the FCC Ti-Mg solid solution phase. Figure 10 shows a high-resolution TEM image. The d-spacing measurement and the corresponding FFT pattern also indicated that the FCC Ti-Mg phase was present, which was consistent with the XRD results. Figure 10d shows a HAADF image of the Ti-Mg thin film. The contrast in the HAADF images is associated with the atomic number of the Ti and Mg elements in the film. The white regions in the HAADF image correspond to the heavier element (Ti) in the thin film. The Ti and Mg atoms were relatively uniformly distributed in the thin film, and nano-scale elemental fluctuations were still observed. The elemental fluctuations may have arisen for two possible reasons. The collisions between the high-energy metal and Ar incident ions may have enhanced the metal atom scattering effect, resulting in the insufficient mixing of the Ti and Mg ions before the deposition. Another possible reason is that the localized temperature rise caused by the high-energy ion bombardment on the thin film surface could have triggered the phase separation of the metastable supersaturated solid solution. The phase separation included nanoscale compositional fluctuations, which have also been observed in low-temperature-annealed Cu-Fe [38] and Cu-Ag [39] immiscible alloys. 
Conclusions
Ti-Mg immiscible alloy thin films were deposited successfully by multi-arc ion plating. The deposited Ti-Mg films were composed of FCC Ti-Mg supersaturated solid solution, HCP Ti, and HCP Mg phases. The structural and morphological properties of the Ti-Mg thin films depended strongly on the negative bias voltage and Ar gas pressure during the deposition process of the MAIP. Upon decreasing the negative bias voltage, the intensity of the FCC phase peak increased, a proper negative bias voltage could promote the mixing of immiscible elements. The sizes and density of the microparticles significantly decreased, and the deposition rate initially increased and then decreased. Upon increasing the Ar gas pressure from 0.8 to 3.2 Pa, the intensity of the FCC phase peak increased; the increase in the Ar gas pressure could facilitate the formation of FCC phase. The density of the microparticles also decreased for the thin films deposited at Mg currents of 45 and 50 A. The deposition rate increased with the increase in the Ar gas pressure for the samples deposited at Mg current of 60 A. The deposition rate first increased to 20.2 and then decreased to 17.4 nm/min. The TEM results revealed that three distinct microstructures were present in the thin films.
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